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(54) SUBSTRATE AND PRODUCTION METHOD THEREFOR 



(57) The object of the present invention is to provide conductive layer, at least one electrically conductive via 
a sintered aluminum nitride substrate which has a via hole formed between the internal electrically conductive 
hole and an internal electrically conductive layer, having layer and at least one surface of the substrate, wherein 
high thermal conductivity and high adhesion strength the thermal conductivity of the aluminum nitride sinter- 
between the sintered aluminum nitride substrate and the ing product at 25°C is 190 W/mK or more, and the ad- 
internal electrically conductive layer or the via hole and hesion strength between the aluminum nitride sintering 
having other excellent properties. The substrate accord- product and the internal electrically conductive layer is 
ing to the invention comprising an internal electrically 5.0 kg/mm 2 or more. 
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D scription 

TECHNICAL FIELD 

5 [0001] The present invention relates to a substrate having inside an electrically conductive layer (internal electrically 
conductive layer), having an electrically conductive via hole formed between the internal electrically conductive layer 
and the surface of the substrate, which is formed from an aluminum nitride sintering product, and relates to a process 
for producing the substrate. More particularly, the invention relates to the above-mentioned substrate which has high 
thermal conductivity, good adhesion properties between the aluminum nitride sintering product and the internal elec- 

10 trically conductive layer or the electrically conductive via hole and high denseness of the internal electrically conductive 
layer and the electrically conductive via hole and hardly suffers warpage, and relates to a process for producing the 
substrate. 

BACKGROUND ART 

15 

[0002] Since aluminum nitride sintering products have excellent properties such as high thermal conductivity, good 
electrical insulation properties and a coefficient of thermal expansion almost equal to that of Silicon (Si) for forming 
integrated circuits, they are used as substrates (sometimes referred to as "aluminum nitride substrates" hereinafter) 
on which semiconductor circuit parts are mounted. Particularly, aluminum nitride substrates having a so-called elec- 
20 trically conductive via hole (sometimes referred to as a "via hole" simply hereinafter) that is a through hole filled with 
an electrically conductive material enable electrical connection between external circuits of a semiconductor through 
the via hole, and hence they are extremely useful. 

[0003] In recent years, miniaturization of semiconductor circuit manufactured articles and improvement of perform- 
ance thereof have been promoted, and with such promotion, the number of the via holes formed in the aluminum nitride 

25 substrates has been increased and the arrangement of the via holes has been complicated. To meet such market 
r quirements, there has been utilized such an aluminum nitride substrate (1) as shown in the sectional view of Fig. 1 , 
which has inside an internal electrically conductive layer (2) and plural electrically conductive via holes (3) which are 
electrically connected to one another through the internal electrically conductive layer. The aluminum nitride substrate 
having an electrically conductive layer inside can be produced by laminating plural aluminum nitride molded products 

30 having via holes through electrically conductive paste layers and then dewaxing and sintering the resulting aluminum 
nitride molded product laminate. 

[0004] The aluminum nitride sintering product produced by the above process, however, has a thermal conductivity 
of at most about 1 70 W/mK at 25°C because of restriction imposed by that sintering of the electrically conductive layer 
and sintering of the substrate are simultaneously carried out. 

35 [0005] On the other hand, as one method to calcine aluminum nitride (simple substrate) having no via hole and no 
conductive layer, a two-step firing method wherein the sintering temperature is changed in the specific range is carried 
out (Japanese Patent Laid-Open Publication No. 105525/1993). In this method, a high thermal-conductive aluminum 
nitride sintering product having a thermal conductivity of about 200 W/mK at 25°C can be obtained. 
[0006] When the sintered aluminum nitride substrate having the via hole and the internal electrically conductive layer 

40 is prepared according to the above-mentioned two-step firing method, however, it was difficult to obtain sufficiently 
high adhesion strength between the aluminum nitride sintering product and the internal electrically conductive layer. 
Further, there was a problem that the electrically conductive layer did not have satisfactory denseness and as a result 
cracks occurred inside the aluminum nitride substrate or the value of resistance of the via hole was increased. Moreover, 
there was a problem of large warpage of the substrate. 

45 [0007] Accordingly, it has been desired to develop an aluminum nitride substrate with a via hole and an internal 
electrically conductive layer, which has a high thermal conductivity of the aluminum nitride sintering product, high 
adhesion strength of the internal electrically conductive layer or the via hole to the aluminum nitride sintering product 
and other excellent properties. 

so DISCLOSURE OF THE INVENTION 

[0008] The present inventor has earnestly studied to solve the above-mentioned problems. As a result, it has been 
found that the defects of the substrate are caused by the action of carbon after dewaxing, and it has been further found 
the followings: cracks occurring inside the aluminum nitride substrate and increase of warpage of the substrate can 
55 be inhibited by controlling the carbon residue of the dewaxed aluminum nitride molded product laminate to the specific 
range; the adhesion strength between the aluminum nitride sintering product and the internal electrically conductive 
layerorthe via hole can be sufficiently enhanced and stabled by controlling the carbon residue of the dewax d laminate, 
the composition of the electrically conductive paste used and the temperature range of the two-step firing method to 
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the specific ranges; and the thermal conductivity of the aluminum nitride sintering product can also be sufficiently 
enhanced by these operations. Based on the finding, the present invention has been accomplished. 
[0009] The substrate according to the invention is a substrate having an internal electrically conductive layer, at least 
one electrically conductive via hole formed between the internal electrically conductive layer and at least one surface 
5 of the substrate, which is formed from an aluminum nitride sintering product, wherein: 

the thermal conductivity of the aluminum nitride sintering product at 25°C is 1 90 W/mK or more, and the adhesion 
strength between the aluminum nitride sintering product and the internal electrically conductive layer is 5.0 kg/mm 2 or 
more. 

[0010] In the substrate of the invention, the adhesion strength between the aluminum nitride sintering product and 
10 the electrically conductive via hole is preferably 5.0 kg/mm 2 or more. 

[0011] In the substrate of the invention, it is preferable that the electrically conductive via hole comprises a sintering 

product of an electrically conductive paste having a refractory metal concentration of 85 to 95 % by weight and the 

internal electrically conductive layer comprises a sintering product of an electrically conductive paste having a refractory 

metal concentration of 65 to 83 % by weight. 
15 [0012] A metallized substrate according to the invention has an electrically conductive pattern formed on at least 

one surface of both surfaces of the above-mentioned substrate, wherein at least a part of the electrically conductive 

pattern is electrically connected to the electrically conductive via hole. 

[0013] The process for producing a substrate according to the invention comprises: 

20 forming at least one via hole-forming through hole in a first aluminum nitride molded product comprising an alu- 

minum nitride powder, a sintering aid and an organic binder, 

filling the through hole with an electrically conductive paste (A) comprising 1 00 parts by weight of a refractory metal 
powder and 2 to 10 parts by weight of an aluminum nitride powder, 

coating the surface of the first aluminum nitride molded product with an electrically conductive paste (B) comprising 
25 100 parts by weight of a refractory metal powder and 2 to 20 parts by weight of an aluminum nitride powder to 

form an electrically conductive paste layer, 

laminating a second aluminum nitride molded product comprising an aluminum nitride powder, a sintering aid and 
an organic binder on the first aluminum nitride molded product through the layer of the electrically conductive paste 
(B), and 

30 dewaxing the resulting aluminum nitride molded product laminate so that the carbon residue becomes 800 to 3000 

ppm, then sintering the laminate at a temperature of 1200 to 1700°C and further sintering the laminate at a tem- 
perature of 1800 to 1950°C. 

[001 4] In the above process, it is preferable that the concentration of the refractory metal in the electrically conductive 
35 paste (A) with which the via hole-forming through hole of the first aluminum nitride molded product is to be filled is in 
the range of 85 to 95 % by weight and the concentration of the refractory metal in the electrically conductive paste (B) 
with which the surface of the first aluminum nitride molded product is to be coated is in the range of 65 to 83 % by weight. 
[0015] It is particularly preferable that the viscosity of the electrically conductive paste (A) with which the via hole- 
forming through hole of the first aluminum nitride molded product is to be filled is in the range of 100 to 30000 poise 
40 at 25°C/5rpm and the viscosity of the electrically conductive paste (B) with which the surface of the first aluminum 
nitride molded product is to be coated is in the range of 800 to 1200 poise at 25°C/5rpm. 
[0016] According to the process of the invention, the aforesaid substrate of the invention can be produced. 



45 



BRIEF DESCRIPTION OF THE DRAWINGS 
[0017] 



Fig. 1 is a schematic sectional view of a substrate, in a typical embodiment, according to the present invention. 
Figures 2 to 4 are schematic sectional views of substrates, in other embodiments, according to the present inven- 
so tion. 

Fig. 5 is a schematic perspective view of a substrate, in another embodiment, according to the present invention. 
1 : substrate 

2: internal electrically conductive layer 
55 3; electrically conductive via hole 
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BEST MODE FOR CARRYING OUT THE INVENTION 

[001 8] The substrate of the invention comprising an aluminum nitride sintering product has an electrically conductive 
layer formed inside. Although the thickness of the internal electrically conductive layer is not specifically restricted, it 
5 is usually in the range of 5 to 50 urn The material to constitute the internal electrically conductive layer is not specifically 
restricted provided that it is a refractory metal. The material is usually a refractory metal such as tungsten or molyb- 
denum and is preferably one containing aluminum nitride in an amount of 2 to 20 parts by weight based on 1 00 parts 
by weight of the refractory metal. 

[0019] The internal electrically conductive layer is usually formed as a flat film inside the substrate. Although this 
10 layer is generally formed in parallel to both surfaces of the substrate, it may be provided as a layer inclined to the 
substrate surface to a certain extent when necessary. 

[0020] The internal electrically conductive layer does not need to be provided all over the horizontal section of the 
aluminum nitride substrate, and it may be provided partially. It is particularly preferable to form the internal electrically 
conductive layer as a desired circuit pattern according to the positions and the number of the electrically conductive 
is via holes to be formed. The proportion of the internal electrically conductive layer to the horizontal section of the alu- 
minum nitride substrate is desired to be in the range of usually 30 to 100 %. 

[0021] In the present invention, two or more internal electrically conductive layers may be provided at prescribed 
intervals inside the aluminum nitride sintering product. In this case, at least one via hole is generally formed between 
the internal electrically conductive layers to electrically connect those layers to each other. 
so [0022] In the aluminum nitride substrate of the invention, at least one via hole to link (electrically connect) the internal 
electrically conductive layer to at least one surface of the substrate is formed. The via hole may be formed between 
the internal electrically conductive layer and one surface of the substrate or may be formed with penetrating the upper 
and the lower surfaces of the substrate through the internal electrically conductive layer. 

[0023] When plural via holes are formed in the substrate of the invention, via holes corresponding to the pattern of 
the internal electrically conductive layer are electrically connected to one another through the internal electrically con- 
ductive layer. Although the number of via holes is not specifically restricted, the proportion of the total volume of all the 
via holes to the volume of the whole aluminum nitride sintering product containing the via holes is preferably in the 
range of 0.1 to 20 %. 

[0024] Although the size of the via hole is not specifically restricted, the diameter is preferably in the range of 0.03 
30 to 0.50 mm, and the ratio of the length to the diameter (length/diameter) is preferably not more than 40. 

[0025] The electrically conductive material filled in the via hole is not specifically restricted provided that it is a re- 
fractory metai. Usually, a high-melting point such as tungsten or molybdenum is employed. The electrically conductive 
material is preferably one containing aluminum nitride in an amount of 2 to 10 parts by weight based on 100 parts by 
weight of the refractory metal. 

35 [0026] Typical embodiments of the substrate of the invention having an internal electrically conductive layer and a 
via hole formed therein are, for example, those shown in the sectional views of Figs. 1 to 4. 

[0027] The aluminum nitride substrate of the invention has striking characteristics that the thermal conductivity of 
the aluminum nitride sintering product is not less than 190 W/mK and the adhesion strength between the aluminum 
nitride sintering product and the internal electrically conductive layer is 5.0 kg/mm 2 or more. 

[0028] Since the aluminum nitride substrate of the invention is of a so-called composite system containing a via hole 
and an internal electrically conductive layer, it is difficult to accurately evaluate the thermal conductivity of the substrate 
itself in many cases. In the present invention, therefore, a thermal conductivity of an aluminum nitride substrate of the 
same thickness, which is made of the same material by the same batchwize dewaxing and sintering but has no via 
hole and no internal electrically conductive layer, is employed as the thermal conductivity of the aluminum nitride sin- 
tering product of the invention. If the thermal conductivity of the aluminum nitride sintering product portion can be 
directly measured using a residual portion obtained by removing the internal electrically conductive layer and the via 
hole from the aluminum nitride sintering product by grinding or the like, it is a matter of course to take the measured 
value as the thermal conductivity. In the present invention, the thermal conductivity is a value measured at 25°C. 
[0029] In the present invention , the adhesion strength between the aluminum nitride sintering product and the internal 
electrically conductive layer is measured in the following manner. The surface of the substrate is ground until the internal 
electrically conductive layer is exposed outside, and on the thus exposed internal electrically conductive layer, a thin 
film of Ti/Pt/Au is formed. Then, the substrate is cut to give a chip of about 5 mm x 5 mm. Onto the thin film of the 
chip, a pin of 0.5 mm0 with a flat tip is soldered perpendicularly. Then, the pin is pulled in the perpendicular direction 
to measure a breaking strength. In this measurement, whether the via hole underlies the internal electrically conductive 
55 layer onto which the pin is to be soldered have little influence on the value of the adhesion strength irrespective of the 
proportion of the underlying via hole to the internal electrically conductive layer. 

[0030] The above-mentioned measurement is carried out by appropriately selecting the position of the pin at which 
the internal electrically conductive layer is present all over the lower surface of the pin to be soldered. If the internal 
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electrically conductive layer is formed by such a fine circuit pattern that the measurement by the selection of the above 
position is difficult, conversion based on the area of the internal electrically conductive layer actually evaluated has to 
be made. 

[0031] It has been heretofore difficult to satisfy both of increase of thermal conductivity of the aluminum nitride sin- 
5 tering product and increase of adhesion strength between the aluminum nitride sintering product and the internal elec- 
trically conductive layer. In the substrate of the invention, however, the thermal conductivity of the aluminum nitride 
sintering product is 190 W/mK or more and the adhesion strength between the aluminum nitride sintering product and 
the internal electrically conductive layer is 5.0 kg/mm 2 or more, so that the values of those properties are both high. 
Moreover, by selecting the production conditions from more preferred ranges, a substrate wherein the thermal con- 
10 ductivity of the aluminum nitride sintering product is 200 W/mK or more and the adhesion strength is 7.0 kg/mm 2 or 
more, particularly 10.0 kg/mm 2 or more, can be obtained. 

[0032] In the substrate according to the invention, the adhesion strength between the aluminum nitride sintering 
product and the electrically conductive via hole is preferably 5.0 kg/mm 2 or more, more preferably 7.0 kg/mm 2 or more, 
particularly preferably 10.0 kg/mm 2 or more. 

is [0033] The adhesion strength between the aluminum nitride sintering product and the electrically conductive via hole 
stands for a breaking strength measured by cutting the substrate across the center of the via-hole, polishing the cut 
surface like a mirror surface, forming a thin TVPt/Au film on the cut surface, soldering a pin of a diameter of 0.5 mm 
having a flat end in a manner to come In contact with the surface of the vla-hole perpendicularly thereto, and pulling 
the pin from a direction perpendicular thereto. 

20 [0034] Next, the process for producing an aluminum nitride substrate according to the invention is described. The 
aluminum nitride substrate of the above structure may be a substrate produced by any process, but it is preferably 
obtained by a process comprising: 

forming at least one via hole-forming through hole in a first aluminum nitride molded product comprising an alu- 
25 minum nitride powder, a sintering aid and an organic binder, 

filling the through hole with an electrically conductive paste (A) comprising 1 00 parts by weight of a refractory metal 
powder and 2 to 1 0 parts by weight of an aluminum nitride powder, 

coating the surface of the first aluminum nitride molded product with an electrically conductive paste (B) comprising 
100 parts by weight of a refractory metal powder and 2 to 20 parts by weight of an aluminum nitride powder to 
30 form an electrically conductive paste layer, 

laminating a second aluminum nitride molded product comprising an aluminum nitride powder, a sintering aid and 
an organic binder on the first aluminum nitride molded product through the layer of the electrically conductive paste 
(B), and 

dewaxing the resulting aluminum nitride molded product laminate so that the carbon residue becomes 800 to 3000 
35 ppm, then sintering the laminate at a temperature of 1 200 to 1 700°C and further sintering the laminate at a tem- 

perature of 1 800 to 1 950°C. 

[0035] There is no specific limitation on the aluminum nitride powder to constitute the first and the second aluminum 
nitride molded products, and any of commonly known ones is employable. In particular, a powder having an average 

40 particle diameter, as measured by a sedimentation method, of not more than 5 u,m is preferably employed, and a 
powder having an average particle diameter of not more than 3 um is more preferably employed, and a powder having 
ah average particle diameter of 0.5 to 2 u.m is most preferably employed. Further, an aluminum nitride powder having 
an average particle diameter D1 , as calculated using the specific surface area, and an average particle diameter D2, 
as measured by a sedimentation method, which satisfy the following formulas is preferably employed, because such 

45 an aluminum nitride powder can reduce a linear shrinkage ratio in the firing process and thereby improve dimensional 
stability of the sintering product or bring the linear shrinkage ratio close to that of the internal electrically conductive 
layer, whereby the adhesion strength between the aluminum nitride sintering product and the via hole or the internal 
conductive electrically conductive layer can be further enhanced. 



so 



0.2 u.m ^ D1 ^ 1.5 u-m 



D2/D1 ^ 2.60 

55 

[0036] Also preferable is an aluminum nitride powder which has an oxyg n content of not more than 3.0 % by weight 
and a cation impurity content of not more than 0.5 % by weight with the proviso that the composition of the aluminum 
nitride is AIN, and particularly preferable is an aluminum nitride powder having an oxygen content of 0.4 to 1 .0 % by 
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weight, a cation impurity content of not more than 0.2 % by weight and a total amount of Fe, Ca Si and C among the 
catton impurities being not more than 0.17 % by weight. When such an aluminum nitride powder is used, the thermal 
conductivity of the resulting aluminum nitride sintering product is greatly improved, so that such an aluminum nitride 
powder is preferably used. 

[0037] As the sintering aid added to the aluminum nitride molded product in the present invention, commonly known 
sintering aid can be used without any restriction. Specifically, an alkaline earth metal compound, e.g., an oxide such 
as calcium oxide, or a compound comprising yttrium or a lanthanide element, e.g., an oxide such as yttrium oxide, is 
preferably used. 

[0038] Likewise, as the organic binder used for the aluminum nitride molded product in the present invention com- 
monly known organic binders can be used without any restriction. Examples of the organic binders include acrylic 
resins, such as polyacrylic esters and polymethacrylic esters; cellulose resins, such as methyl cellulose, hydroxymethyl 
cellulose, nitrocellulose and cellulose acetate butyrate; vinyl group-containing resins, such as polyvinyl butyral poly- 
vinyl alcohol and polyvinyl chloride; hydrocarbon resins, such as polyolefins; and oxygen-containing resins, such as 
polyethylene oxide. These resins are used singly or in combination of two or more kinds. Of these, the acrylic resins 
are preferably used because they have good dewaxability and can reduce resistance of a via hole. As othercomponents 
mnlf a A S0lvent ' a dis P ersant a plasticizer, those commonly known can likewise be used without any restriction 
[0039] As for the proportions of the components for constituting the first and the second aluminum nitride molded 
products, commonly known proportions can be adopted without any restriction in the present invention For example 
the sintering aid in an amount of 0.01 to 1 0 parts by weight and the organic binder in an amount of 0.1 to 30 parts by 
weight are preferably used based on 1 00 parts by weigh of aluminum nitride. Particularly, the sintering aid in an amount 
of 2 to 7 parts by weight is preferably adopted since such amount is advantageous in the enhancement of the thermal 
conductivity. Likewise, there is no specific limitation on the process for producing an aluminum nitride molded product 
using these components, and in general, the molded product is formed as a green sheet by a doctor blade method 
The green sheet may be used singly, or plural green sheets may be laminated together to give a united one having a 
25 desired thickness, prior to use. 

[0040] In the present invention, each of the electrically conductive pastes used for forming the via hole and the 
internal electncally conductive layercontains the aforesaid type of the refractory metal powder. As the refractory metal 
powder for the electrically conductive paste (A) for forming the via hole, a powder having an average particle diameter 
as measured by the Fischer's method, of 1 to 2.5 urn is preferably used, and a powder having an average particle 
d'ameter of 1 .6 to 2.0 pm is most preferably used, because occurrence of cracks inside the via hole can be effectively 
inhibited. As the refractory metal powder for the electrically conductive paste (B) for forming the internal electrically 
conductive layer, a powder having an average particle diameter, as measured by the Fischer's method of 0 8 to 5 0 
pm .s preferably used, and a powder having an average particle diameter of 1 .0 to 3.0 urn is most preferably used 
because a dense internal electrically conductive layer is formed and occurrence of warpage of the aluminum nitride 
substrate can be effectively reduced. 

[0041] As the aluminum nitride powder used for the both electrically conductive pastes, an aluminum nitride powder 
commonly known can be used without any restriction. Particularly, the aluminum nitride powder of the aforesaid prop- 
erties that is preferably used for the aluminum nitride molded product is preferably used, because not only it has good 
sintering properties with the refractory metal powder and thereby exhibits an effect to enhance adhesion properties of 
the internal electrically conductive layer but also it reduces a difference in the shrinkage ratio between the aluminum 
product intemal eleCtrica " y conductive la yer portion to improve dimensional stability of the sintering 

[0042] In the present invention, the electrically conductive paste (A) for forming the electrically conductive via hole 
has a composition containing 2 to 1 0 parts by weight of the aluminum nitride powder based on 100 parts by weiqht of 
the refractory metal powder. If the amount of the aluminum nitride powder is less than 2 parts by weight in the electrically 
conductive paste, the adhesion strength between the via hole and the aluminum nitride sintering product becomes low 
or the difference in the shrinkage ratio between the via hole portion and the aluminum nitride sintering product portion 
is increased to bring about a gap in the junction interface. 

[0043] If the amount of the aluminum nitride powder is more than 1 0 parts by weight, the viscosity of the electrically 
conductive paste becomes high to deteriorate filling properties of the paste, and as a result, adhesion strength between 
the via hole and the aluminum nitride sintering product is lowered by the voids produced, or discoloration due to alu- 
minum nitr.de is liable to take place on the surface of the via hole to increase the value of resistance. When the amount 
of the aluminum nitride powder is in the range of 3 to 7 parts by weight, the difference in the firing shrinkage ratio 
between the via hole and the ceramic is extremely small, so that the stress generated around the via hole is small and 
the electrical resistance of the via hole can be decreased. Hence, such amounts are preferable 
[0044] On the other hand, the electrically conductive paste (B) for forming the internal electrically conductive layer 
has a composition containing 2 to 20 parts by weight of the aluminum nitride powder based on 100 parts by weight of 
the refractory metal powder. If the amount of the aluminum nitride powder is less than 2 parts by weight in the electrically 
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conductive paste, the adhesion strength between the internal electrically conductive layer and the aluminum nitride 
sintering product is lowered, or the difference in the shrinkage ratio between the aluminum nitride sintering product 
portion and the internal electrically conductive layer portion is increased to bring about separation on the junction 
interface. If the amount of the aluminum nitride powder is more than 20 parts by weight, the viscosity of the electrically 
5 conductive paste becomes high to deteriorate printability. On this account, printing non-uniformity or blur takes place 
to lower adhesion strength between the internal electrically conductive layer and the aluminum nitride sintering product 
and to increase electrical resistance of the internal electrically conductive layer itself. 

[0045] If the amount of the aluminum nitride powder is more than 20 parts by weight, further, storage stability of the 
electrically conductive paste itself is decreased. Therefore, if the electrically conductive paste is used after a passage 

10 of several days from the preparation, the viscosity of the electrically conductive paste becomes high to deteriorate 
printability, and as a result, adhesion strength between the internal electrically conductive layer and the aluminum 
nitride sintering product is lowered by the printing non -uniformity or blur produced. In the electrically conductive paste 
for forming the internal electrically conductive layer, the amount of the aluminum nitride powder is in the range of 
preferably 2 to 1 8 parts by weight, more preferably 1 1 to 1 8 parts by weight, from the viewpoint of storage stability. 

15 [0046] In addition to the refractory metal and the aluminum nitride powder, to each of the electrically conductive 
pastes used for forming the via hole and the internal electrically conductive layer are generally added an organic binder, 
an organic solvent, etc. to make them pasty. Examples of the organic binders include acrylic resins, such as polyacrylic 
esters and polymeth acrylic esters; cellulose resins, such as methyl cellulose, ethyl cellulose, hydroxymethyl cellulose, 
nitrocellulose and cellulose acetate butyrate; vinyl group-containing resins, such as polyvinyl butyral, polyvinyl alcohol 

20 and polyvinyl chloride; hydrocarbon resins, such as polyolefins; and polyethylene oxide. Examples of the organic sol- 
vents Include di-n-butyl phthalate, diethylene glycol mono-n-hexyl ether, 2-(2-butoxyethoxy)ethyl acetate and terpineol. 
[0047] In the electrically conductive paste (A) for forming the via hole, the concentration of the refractory metal is in 
the range of preferably 85 to 95 % by weight, more preferably 87 to 93 % by weight, from the viewpoints of enhancement 
of the adhesion strength of the via hole and inhibition of occurrence of cracks inside the via hole. In the electrically 

25 conductive paste (B) for forming the internal electrically conductive layer, the concentration of the refractory metal is 
in the range of preferably 65 to 83 % by weight, more preferably 72 to 83 % by weight, from the viewpoint of obtaining 
higher adhesion strength of the resulting electrically conductive layer to the aluminum nitride sintering product. 
[0048] The electrically conductive paste (A) for forming the via hole is desirably prepared so as to have a viscosity 
of preferably 1 00 to 30000 poise, more preferably 500 to 7000 poise, at 25°C/5rpm, f rom the viewpoints of enhancement 

30 of adhesion strength of the via hole and inhibition of occurrence of cracks inside the via hole. The electrically conductive 
paste (B) for forming the internal electrically conductive layer is desirably prepared so as to have a viscosity of preferably 
800 to 1200 poise, more preferably B50 to 1000 poise, at25°C/5rpm, from the viewpoint of obtaining higher adhesion 
strength of the resulting electrically conductive layer to the aluminum nitride sintering product. In the preparation of 
these electrically conductive pastes, other components commonly known, such as a dispersant and a plasticizer, are 

35 used without any restriction. 

[0049] In the present invention, a through hole formed in the first aluminum nitride molded product is filled with the 
via hole-forming electrically conductive paste (A) to obtain an aluminum nitride molded product having a via hole- 
forming through hole filled with the paste (A). There is no specific limitation on the method to form a through hole in 
the aluminum nitride molded product, and a method generally used, such as metal mold punching method or a method 

40 of using a punching machine, is employed. The diameter of the through hole is preferably in the range of 0.05 to 0.50 
mm in consideration of a desired hole diameter of a via hole formed in the substrate. 

[0050] For filling the through hole with the electrically conductive paste (A), commonly known methods can be adopt- 
ed without any restriction. Specifically, a printing method, the pressurized penetration method or the like is used. When 
the ratio of the length to the diameter (length/diameter) of the through hole is larger than 2.5, the pressurized penetration 

45 method is preferably used since the filling can be made more easily 

[0051] In the present invention, the surface of the first aluminum nitride molded product having a through hole filled 
with the electrically conductive paste is then coated with the electrically conductive paste (B) for forming the internal 
electrically conductive layer. For the coating, commonly known methods are adopted without any restriction. In general, 
coating by screen printing is preferably used. 

so [0052] Subsequently, on the first aluminum nitride molded product, a second aluminum nitride molded product that 
is different from the first aluminum nitride molded product is laminated with interposing the electrically conductive paste 
layer formed as above. The second aluminum nitride molded product comprises the same aluminum nitride powder, 
sintering aid and organic binder as previously described. The second aluminum nitride molded product may be on 
having a via hole-forming through hole or one having no via hole-forming through hole. The through hole formed in the 

55 second aluminum nitride molded product may not be filled with no via hole-forming electrically conductive paste. Also 
on the surface of the second aluminum nitride molded product, the same layer of the electrically conductive paste (B) 
as previously described may be formed. 

[0053] Further, three or more aluminum nitride molded products may be laminated with interposing therebetween 
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the electrically conductive paste layers. Furthermore, on one or both surfaces of the resulting aluminum nitride molded 
product laminate, the electrically conductive paste layer may be provided as a surface layer. The structure of the 
aluminum nitride molded product laminate is properly designed according to the structure of the desired aluminum 
nitride substrate. 

[0054] For laminating the aluminum nitride molded products, commonly known methods are adopted without any 
restnction. In general, the molded products are preferably laminated and united by a hot pressing method or a hot 
water isotropic pressure method. 

[0055] The aluminum nitride molded product laminate obtained as above needs to be dewaxed so that the aluminum 
nitride portion (aluminum nitride molded product except via hole portion and internal electrically conductive layer por- 
tion) has a carbon residue of 800 to 3000 ppm, preferably 1200 to 2500 ppm. If the carbon residue is less than 800 
ppm, the thermal conductivity of the aluminum nitride sintering product becomes lower than 190W/mK and hence the 
object of the present invention cannot be attained. If the carbon residue exceeds 3000 ppm, the sintering properties 
of the refractory metal powder becomes bad, and therefore uniform and sufficient adhesion strength between the 
aluminum nitride sintering product and the via hole or the internal electrically conductive layer cannot be obtained In 
addition, cracks take place in thealuminum nitride portion or warpage of the aluminum nitride substrate becomes large 
and hence the object of the present invention cannot be attained. 

[0056] In the dewaxing step, the dewaxing atmosphere is not specifically restricted except an oxidizing atmosphere 
such as the open air which is liable to oxidize the refractory metal. For example, an atmosphere of an inert gas such 
as nitrogen, argon or helium, an atmosphere of a reducing gas such as hydrogen, an atmosphere of a mixed gas 
thereof, an atmosphere of a moistened gas thereof, or vacuum is preferably employed. 

[0057] The dewaxing temperature is appropriately selected and is in the range of usually 500 to 1 200°C preferably 
800 to 1000°C. Although the heating rate to attain this temperature is not specifically restricted, it is preferably not 
more than 1 0°C/min. 7 

[0058] The dewaxing time is determined so that the carbon residue of the molded product after dewaxing will be in 
the range of 800 to 3000 ppm. Although the period of time for which the dewaxing temperature is maintained varies 
to some extent depending upon such condition as the thickness of the molded product, density of the molded product 
proportions of the via hole and the internal electrically conductive layer, dewaxing temperature, etc., it is usually de- 
termined within the range of 1 to 600 minutes. 

[0059] The aluminum nitride molded product laminate having been dewaxed as above (referred to as "dewaxed 
laminate" hereinafter) is then sintering in a non-oxidizing atmosphere or a dried reducing gas atmosphere The non- 
ox.diz.ng atmosphere is, for example, an atmosphere of a single gas such as nitrogen, argon or helium or a mixed gas 
thereof, or a vacuum (or reduced pressure) atmosphere. The dried reducing gas atmosphere is, for example an at- 
mosphere of hydrogen or a mixture of hydrogen and an inert gas. 

[0060] As for the temperature conditions in the firing, the dewaxed laminate needs to be sintered at a temperature 
35 of 1200 to 1700°C, preferably 1500 to 1650°C, in the first step, and then sintered at a temperature of 1800 to 1950°C 
preferably 1 820 to 1 900°C, in the second step. If the firing temperature in the first step is lower than 1 200°C reaction 
for removing oxygen in the aluminum nitride by reduction with carbon remaining in the dewaxed laminate hardly pro- 
ceeds, and therefore the thermal conductivity of the aluminum nitride sintering product becomes lower than 190 W/ 
mK Consequently, the object of the present invention cannot be attained. On the other hand, if the firing temperature 
in the first step exceeds 1 700°C, sintering of aluminum nitride proceeds before the reaction for removing oxygen from 
the aluminum nitride by reduction with carbon remaining in the dewaxed laminate sufficiently proceeds and as a result 
oxygen is diffused and dissolved in the aluminum nitride to inhibit increase of thermal conductivity of the aluminum 
nitnde sintering product. Consequently, the object of the present invention cannot be attained. When the firing temper- 
ature in the first step is in the range of 1 500 to 1 B50°C, the reduction reaction to remove oxygen proceeds effectively 
so that this temperature range is preferable. 

[0061] If the firing temperature in the second step is lower than 1800°C, the aluminum nitride cannot be sufficiently 
sintered, and therefore the thermal conductivity of the aluminum nitride sintering product becomes lower than 1 90 W/ 
mK. Consequently, the object of the present invention cannot be attained. If the firing temperature in the second step 
exceeds 1 950°C, not only the adhesion strength between the via hole or the internal electrically conductive layer and 
the substrate is lowered but also warpage of the aluminum nitridesubstrate becomes largerthan 200 urn. Consequently, 
the object of the present invention cannot be attained. Although the heating rate to attain this temperature is not spe- 
cifically restricted, it is preferably in the range of 1 to 40°C/min. 

[0062] The period of time for which the above temperature is maintained is not specifically restricted, but it is usually 
determined in the range of 30 minutes to 10 hours in the first step and in the range of 1 minute to 20 hours in the 
second step. The firing in the first and the second steps may be carried out as one-time sintering without decreasing 
the fmng temperature, or may by carried out as two-time sintering by decreasing the firing temperature between the 
first step and the second step. In consideration of the time and energy efficiency, however, the sintering is preferably 
carried out as one-time firing without decreasing the firing temperature. 
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[0063] When the distance between the upper or th lower surface of th substrate and the internal electrically con- 
ductive layer in the substrate to be produced by the above process is prescribed, the substrate satisfying such require- 
ment can be obtained by, for example, exposing the side end of the internal electrically conductive layer outside on 
the side surface of the substrate, then abrading or grinding the upper or the lower surface of the substrate with meas- 
5 uring the distance from the upper or the lower surface of the substrate and stopping the abrading or grinding when the 
prescribed distance is reached. 

[0064] - If warpage of the substrate having the internal electrically conductive layer is large when the above processing 
is carried out, the location of the internal electrically conductive layer cannot be maintained accurately. In an extreme 
case, the internal electrically conductive layer is exposed outside on the substrate surface after the processing. The 
to internal electrically conductive layer exposed outside on the substrate surface causes short circuit of the electrically 
conductive pattern formed on the substrate surface, and for this reason, the warpage is preferably made as small as 
possible prior to the above processing. 

[0065] The aluminum nitride substrate of the invention is usually used for preparing a metallized substrate having a 
structure wherein an electrically conductive pattern is formed on at least one surface of the both surfaces facing each 
is other and at least a part of the electrically conductive pattern is electrically connected to the via hole. In this case, the 
electrically conductive pattern may be formed on only one surface of the substrate, or may be formed on both surfaces 
so that these surfaces are electrically connected to each other by means of via holes which connect the upper and the 
lower surfaces of the substrate through the internal electrically conductive layer. 

[0066] The electrically conductive pattern in the invention is not specifically restricted provided that it has electrical 
20 conductivity, for example, a metallic thin film or a thick film composed of a metal powder and an inorganic or organic 

binder is usually used. Of such films, the metallic thin film is most preferably used because of high electrical conductivity. 

As the metal to constitute the metallic thin film, commonly known metals are used without any restriction. Specifically, 

titanium (Ti), chromium (Cr), molybdenum (Mo), tungsten (W), aluminum (Al), tantalum (Ta), tungsten-titanium (W-Ti), 

nickel-chromium (Ni-Cr) and tantalum nitride (Ta-N) are preferably used because they have good adhesion to the 
25 aluminum nitride sintering product. 

[0067] The above metals may be used singly or in combination of two or more kinds. The electrically conductive 

pattern may be formed as a single layer or a laminate of two or more layers. 

[0068] In case of a laminate of two or more layers, it is preferable to use the above-mentioned metals for the first 
layer which is brought into contact with the aluminum nitride sintering product since they have good adhesion strength 

30 to the aluminum nitride sintering product. Of those metals, Ti is more preferably used since high adhesion strength can 
be stably obtained. Although the thickness of the first layer used as an adhesive layer is not specifically restricted, it 
is in the range of usually 0.01 to 10 ujti, preferably 0.05 to 5 u,m, from the viewpoint of balance between guarantee of 
the reliability of adhesion strength due to increase of the film thickness and economical effect due to shortening of the 
film-forming time and reduction of the materials accompanied by decrease of the film thickness. 

35 [0069] For the second layer laminated on the f irst layer, a commonly known metal can also be used. When the second 
layer is an outermost layer in the electrically conductive pattern of a two-layer laminate, at least one of platinum (Pt), 
nickel (Ni), palladium (Pd), copper (Cu), silver (Ag) and gold (Au) is preferably used because of good electrical con- 
ductivity. Of these metals, Pt, Pd, Ag or Au is more preferably used because of good corrosion resistance. 
[0070] When an electrically conductive pattern of a laminate of three or more layers wherein a layer is further lami- 

40 nated on the second layer is used as described later, Pt, Ni, Pd, W, W-Ti or Mo having high ability of diffusion inhibition 
is more preferably used for the second layer in order to inhibit diffusion of elements of the first and the third layer and 
thereby ensure stable adhesion strength between the electrically conductive pattern and the sintering product. Although 
the thickness of the second layer is not specifically restricted, it is in the range of usually 0.01 to 10 u.m, preferably 
0.05 to 5 u,m because of similar reasons for the first layer. 

45 [0071] When the third layer is laminated on the second layer a commonly known metal is employable for the third 
layer. For example, at least one of Pt, NI, Pd, Cu, Ag and Au is preferably used because of good electrical conductivity. 
Of these metals, Pt, Pd, Ag or Au is more preferably used because they have excellent corrosion resistance. Although 
the thickness of the third layer is not specifically restricted, it is in the range of usually 0.05 to 1 0 u.m from the viewpoints 
of stability of conductivity and balance between reliability and economical effect. 

so [0072] In order to facilitate soldering of semiconductor elements or the like onto the outermost metal layer, a layer 
of at least one solder, such as a gold-tin (Au-Sn) solder, a lead-tin (Pb-Sn) solder, a gold-silicon (Au-Si) solder or a 
gold-germanium (Au-Ge) solder, may be laminated or patterned. Further, a solder material diffusion inhibition layer 
may be provided between the outermost metal layer and the solder layer. For the diffusion inhibition layer, Pt, Ni, Pd, 
W, W-Ti or Mo is preferably used because of high ability of diffusion inhibition. 

55 [0073] In order to maintain the prescribed value of electrical resistance, a resistor thin film pattern to electrically 
connect specific patterns of the electrically conductive patterns to each other with the prescribed value of resistance 
may be formed between the specific patterns of the electrically conductive patterns. The r sistor thin film pattern is 
desired to have small change in the value of resistance with time, and besides it is desired that the value of resistance 
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does not vary even if the temperature of the metallized substrate is changed. 

[0074] The type of a resistor thin film used for the resistor thin film pattern is not specifically restricted, but preferably 
used is Ta-N, Ni-Cr of the like from the viewpoint of the stability of the value of the resistance. The composition of the 
alloy selected is preferably one which causes small change in the value of resistance with temperature. For example, 

5 a Ta 2 N layer is preferably used as a layer of Ta-N type. Provided that the size of the pattern is the same, the value of 
resistance becomes smaller with decrease of the film thickness of the resistor thin film. Therefore, the film thickness 
of the resistor thin film is properly determined according to the size of the desired pattern and the value of resistance. 
The film thickness thereof is usually in the range of 0.01 to 0.5 u,m from the viewpoint of balance between the stability 
of the value of resistance and the economical effect. 

10 [0075] In the electrically conductive pattern, an inductor element and a capacitor element may be formed. The in- 
ductor element can be formed by, for example, producing a coil inductor pattern. The capacitor element can be formed 
by, for example, laminating an insulating film such as a film of tantalum pentoxide (Ta 2 O s ) on the electrically conductive 
pattern and then further laminating an electrode film (upper electrode film) on the insulating film. 
[0076] The metallized substrate is usually produced by the following process. That is, a large-sized substrate is 

15 produced by the above process, then electrically conductive patterns are formed repeatedly on the surface of the 
substrate by the following method, and the substrate is cut into a desired size to obtain plural metallized substrates. 
[0077] The size of the substrate is preferably large since a great number of metallized substrates with electrically 
conductive patterns can be formed at once. In general, a sintering product having a size of 1 to 4 inch square is 
employed. 

20 [0078] The substrate surface on which the electrically conductive pattern is to be formed is preferably subjected to 
grinding or polishing in order to enhance the adhesion strength between the electrically conductive pattern and the 
substrate. There is no specific limitation on the grinding and the polishing, and any technique commonly known is 
employed. In general, lapping, polishing, barrel polishing, sand blasting, abrasion using a grinder, or the like is em- 
ployed. The surface coarseness of the substrate varies depending upon the purpose, but it is preferable to carry out 

25 the polishing so that the centerline average coarseness (Ra) becomes not more than 1 .0 urn, more preferably not more 
than 0.1 ujti, because reliability of the soldering of the semiconductor element is increased. 

[0079] For forming the electrically conductive pattern, commonly known methods can be used without any restriction. 
Examples of the methods preferably used include a sputtering method, a vaporization method, a chemical vapor phase 
deposition method (CVD), an ion plating method, a melt injection method, a screen printing method, and a sol-gel 

30 coating method using spin coating or dip coating. For example, a metallic thin film to form the electrically conductive 
pattern is formed in the following manner in accordance with the sputtering method. A target containing a component 
of the metallic thin film is used, and the temperature of the substrate is usually set in the range of room temperature 
to 300°C. After the vacuum vessel is evacuated to not more than 2x1 0" 3 Pa, an argon gas is introduced, then the 
vacuum vessel is maintained at a pressure of 0.2 to 1 .0 Pa, and the power of the RF (highfrequency) electric source 

35 is set in the range of 0.2 to 3 kW to form the metallic film having a desired thickness. 

[0080] For the formation of a thin film composed of a nitride such as Ta-N that is used for the resistor thin film pattern 
or a thin film composed of an oxide such as Ta 2 O s that is used for the capacitor pattern, a reactive sputtering method 
is preferably employed. The reactive sputtering method means a method in which a target composed of a metallic 
component of the objective compound is used, and a reaction gas containing another component of the objective 

40 compound such as nitrogen or oxygen is introduced into the vacuum tank together with an electrical discharge gas to 
perform sputtering, whereby a thin film is obtained. The composition of the resulting thin film is determined according 
to the ratio between the electrical discharge gas and the reaction gas introduced. 

[0081] For example, a Ta-N film is formed in the following manner in accordance with the reactive sputtering method. 
A target of Ta is used, and the temperature of the substrate is usually set in the range of room temperature to 300°C. 
45 After the vacuum vessel is evacuated to not more than 2x1 0' 3 Pa, an argon gas as the electrical discharge gas and 
a nitrogen gas as the reaction gas are introduced, then the vacuum vessel is maintained at a pressure of 0.2 to 1 .0 
Pa, and the power of the RF (highfrequency) electric source is set in the range of 0.2 to 3 kW to form the metallic film 
having a desired thickness. 

[0082] The shape of the electrically conductive pattern for use in the invention can be arbitrarily selected according 
50 to the use purpose, and can be made by patterning a metallic thin film for constituting the electrically conductive pattern. 
For the patterning, any technique commonly known is adoptable according to the use purpose of the substrate. Spe- 
cifically, a metal masking method, a wet etching method, a lift-off method, a dry etching method or the like is adopted. 
[0083] In the patterning by the metal masking method, a metal mask having a desired pattern previously formed is 
fixed on the substrate, and the aforesaid sputtering or vaporization is carried out to form an electrically conductive 
55 pattern. 

[0084] In the formation of the electrically conductive pattern by the dry etching method, a desired pattern using a 
photoresist or the like is formed on the metallic thin film having been formed on the substrate by the aforesaid sputtering 
or vaporization , then the unnecessary portion of the metallic thin film is removed by ion milling or the like, and then the 
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resist is peeled off. 

[0085] The method to form an electrically conductive pattern in which the circuit pattern contains a resistor thin film 
pattern is not specifically restricted, and for example, the following methods are available. In one method, an electrically 
conductive pattern containing a connecting portion to be connected with a resistor thin film pattern is formed on the 
5 substrate first. Then, on the electrically conductive pattern, a resistor thin film for forming a resistor thin film pattern is 
laminated to form a resistor thin film pattern. According to this method, a circuit pattern in which the resistor thin film 
is laminated on the electrically conductive pattern at the connecting portion can be obtained. 

[0086] In another method, a resistor thin film pattern of a shape containing a connecting portion is previously formed 
on the substrate, and on the resistor thin film pattern, an electrically conductive pattern is formed. According to this 

10 method, a circuit pattern in which the electrically conductive pattern is laminated on the resistor thin film at the con- 
necting portion can be obtained. Further, the electrically conductive pattern containing a resistor thin film pattern can 
be formed in the following manner. That is, the resistor thin film itself is used as the first layer that is brought into contact 
with the substrate. On the resistor thin film, a metallic thin film having an electrical resistivity lower than that of the 
resistor thin film is laminated to form an electrically conductive pattern, and the metallic thin film formed on the resistor 

15 thin film is partially removed between the specific patterns requiring the prescribed value of resistance of the electrically 
conductive pattern. 

[0087] In order to suppress the change in the value of resistance due to the lapse of time and temperature, the 
resistor thin film pattern obtained as above is usually subjected to a treatment for stabilizing the value of resistance 
(resistance stabilizing treatment) wherein an oxide film is formed on the surface of the resistor thin film. For the resist- 
20 ance stabilizing treatment, commonly known technique can be used without any restriction. For example, formation of 
an oxide film by an anodizing method or formation of an oxide film by heating the substrate having the resistor thin film 
pattern in the open air is carried out to stabilize the value of resistance. For adjusting the value of resistance of the 
resulting resistor thin film pattern, commonly known technique can be used without any restriction. For example, laser 
trimming is available. 

25 [0088] After the metallized substrate is plated with Ni, Au or the like in order to improve solder wettability, an electrode 
material such as a Si chip or pin can be soldered or brazed onto the substrate. As the plating means, electroless plating, 
electroplating, combination thereof, and the like can be used without any restriction. 

[0089] The substrate of the invention may be machined into various shapes by, for example, conducting grooving 
such as grinding or cutting. For example, the substrate may be subjected to slitting and then cutting to give a convex 
30 chip as shown in the perspective view of Fig. 5. This convex machined part is effectively used as a submount, a chip 
carrier or the like. 

[0090] As understood from the above description, the aluminum nitride substrate of the invention has a thermal 
conductivity of 190 W/mK or more at 25°C, and has an extremely high adhesion strength of 5.0 kg/mm 2 or more 
between the aluminum nitride sintering product and the internal electrically conductive layer. Further, the substrate has 
35 no cracks in the aluminum nitride sintering product and inside the via hole and hardly suffers warpage. Accordingly, 
the substrate of the invention is of extremely great value industrially. 

[0091] If the aluminum nitride substrate of the invention having the above properties is metallized to form a metallic 
thin film on the substrate surface, the resulting metallized substrate can be favorably used for electronic parts or sem- 
iconductor parts, such as a submount or a chip carrier of laser diode or light-emitting diode, a heat sink and an IC 
40 package. 



EXAMPLE 



[0092] The present invention is further described with reference to the following examples, but it should be construed 
that the invention is in no way limited to those examples. 

[0093] In the examples, various properties were measured by the following methods. 

(1) Carbon residue in aluminum nitride molded product 

[0094] The carbon residue was analyzed by a non-difusion type infrared ray-absorption carbon analyzer (EMIA-11 0, 
manufactured by Horiba Seisakusho K.K.). 

(2) Average particle diameter of aluminum nitride powder 

[0095] The average particle diameter D1 based on the specific surface area was calculated from the following for- 
mula. 
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D1 (u,m) = 6/(Sx3.26) 
S: specific surface area of AIN powder (m 2 /g) 

(3) Evaluation of appearance of aluminum nitride substrate 

10 E I h s e u^t P r!t aranCe h Wa K S ° bSerVed ViSUa " y and by a ^tereomicroscope (X40), followed by evaluation 

sintering product, and SSStKKSiSS JE-"? "° *?* t0 ° k P ' aCS inSide the a ' Uminum nitride 
substrate in which at least on^ri^SS^ ^ " ^ - 9 

(4) Warpage of aluminum nitride substrate 

sSL KK WatPa9e ^ m6aSUred bV 3 SUrTaCS Profile measuring device manufactured by Tokyo 

(5) Thermal conductivity of aluminum nitride sintering product 

Satch^rde^ Which Was P-P— from the same materiais by the 

on the therma. CMto^^C!^^ Mb Bnd "° ' ntemal ^ricaily conductive layer, was measured 

(6) Adhesion strength between interna, electrically conductive iayer and a.uminum nftnde sintering product 
Kls^o^ 

0.2 u.m and Au of 0.6 urn were carried out in Z* 22 1 , ' sputterin 9 operations of Ti of 0.06 m , Pt of 

The substrate was ^^ST^^S^S^^T * TS° "* *" Un * r high VaCUUm of 1 °" 3 T ™ 
was placed, and on a hot plate a 2, otate ZL? ^ ? * SUrfaC6 ° f the Chip ' a solder P refo ™ 

The pin has a flat tip has f diame^^ 

60 % by weight of tin « uo % by tight of 7ead ° f 42 " a "° y ' The S °' der haS 8 Com P° sition —-ting of 

K° 10 a?d Cn^XS^^S^iSS! fo Str ° 9raPh ? manUfaCtUr6d by T ° y0 S6iki S6iSak ^° K- 
mm/min. The position of the peel Kace meLfn ^ meas h ure a breaking strength - The rate «* P""ing was 10 
of the sintering product afterthe let t bvTe use ™ d > W3S checfc » d by ° bse,vin 9 the P in an <* the broken surface 
X-ray microanalyzer. V ' " stereomicro ^ope (X40), a metallized microscope (X400) and an 

(7) Adhesion strength between electrically conductive via hole and aluminum nitride sintering product 

--wr PO r^^ 

mm/min. The position of peel interi aT mS. TT* 9 break ' ng Strength ' The rate of P ullin 9 "«» 10 

the sintering product S teTbv the use ff T 1 ? ° bSerVing the Pi " a " d the broken surfac * «* 

X-ray microanalyzer. V ' 8 stereomicr ^^pe (X40), a metallized microscope (x 4 00) and an 

(8) Electrical resistance of via hole 

Ki i:'^ zT::r ov T : a por,ion above or be,ow the ^ — 

electrical distance of the ^2 JJESJ wai ™Zr* T ™ ^ "» Sma " "*»■ a " d an 
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(9) Electrical resistance between electrically conductive pattern and via hole 
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[0105] Needle-like probes were brought into contact with the electrically conductive pattern on each surface of the 
metallized substrate, said electrically conductive pattern being located right above the via hole penetrating the sub- 
strate. Then, an electrical resistance of the via hole of the metallized substrate was measured by a four-terminal method. 

(10) Appearance of metallized substrate 

[01 06] The appearance of the metallized substrate was observed visually and by a stereomicroscope ( x40), followed 
by evaluation. 

[0107] Whether disconnection of the electrically conductive pattern due to cracks of the via hole or cracks of the 
aluminum nitride sintering product had taken place or not was checked. A substrate having no disconnection was 
evaluated as good, and a substrate having even one disconnection was evaluated as bad. 

Example 1 

[0108] 1 00 Parts by weight of an aluminum nitride powder (average particle diameter based on the sedimentation 
method: 1 .50 u.m, specific surface area: 2.50 m 2 /g, average particle diameter calculated from the specific surface area: 
0.74 urn, oxygen content: 0.80 %) having a composition shown in Table 1 , 5 parts by weight of yttoria, 2 parts by weight 
of n-butyl rnethacrylate as a dispersant, 1 1 parts by weight of polybutyl acrylate as an organic binder, 7 parts by weight 
of dioctyl phthalate as a plasticizer and 50 parts by weight of a mixed solvent of toluene and isopropyl alcohol were 
weighed, and they were introduced into a ball milling pot, followed by sufficiently mixing by the use of a nylon ball. 

Table 1 : 



Analytic value of AIN powder 


AIN content 


97.9% 


Element 


Content 


Ca 


1 05 ppm 


Si 


63 ppm 


Fe 


12 ppm 


Ti 


16 ppm 


V 


0.8 ppm 


O 


0.80% 


c 


0.03% 



[0109] The resulting slurry was introduced into a defoaming apparatus so as to have a viscosity of 20000 cps, and 
using the slurry, a sheet was formed on a polypropylene film by a doctor blade type sheet-forming machine to prepare 
an aluminum nitride green sheet having a thickness of about 0.40 mm. 

[0110] The aluminum nitride green sheet was cut into a size of 65 x 65 mm. Then, three of the aluminum nitride 
green sheets were laminated together to prepare an aluminum nitride molded product (I). The laminating pressure was 
50 kgf/cm 2 , the laminating temperature was 80°C, and the laminating time was 15 minutes. 

[0111] Then, the aluminum nitride molded product (I) (65X65mm) was punched by a punching metal mold having a 
diameter of 0.28 mm maintaining a pitch of 0.5 mm in order to form through holes arranged in a number of 1 20 x 1 20. 
Separately, to 100 parts by weight of a tungsten powder (average particle diameter based on the Fischer's method: 
1 .8 urn) were added 5 parts by weight of the aluminum nitride powder, 1 .5 parts by weight of ethyl cellulose as an 
organic binder, 5.0 parts by weight of 2-(2-butoxyethoxy)ethyl acetate as a solvent and some amounts of a plasticizer 
and a dispersant, and they were sufficiently kneaded by means of an automatic mortar and then a roll mill having three 
rolls to obtain a paste (paste (A) for forming electrically conductive via hole) having a viscosity of 2300 poise at 25°C/ 
5rpm. The concentration of the refractory metal in the paste (A) was 90.8 % by weight. The paste (A) was filled in the 
through holes of the aluminum nitride molded product (I) by the pressurized penetration method. The filling pressure 
was 50 psi, and the filling time was 1 20 seconds. 

[01 1 2] Then, to 1 00 parts by weight of a tungsten powder (average particle diameter based on the Fischer's method: 
2.5 um) were added 5 parts by weight of the aluminum nitride powder, 2 parts by weight of ethyl cellulose, 20 parts by 
weight of terpineol and som amounts of a plasticizer and a dispersant, and they wer sufficiently knead d by means 
of a grinding mill and then a roll mill having three rolls to obtain a paste (paste (B) for forming internal electrically 
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™lf 7 ! ^ haVin ° * V ;f 0Sit y of 950 P° ise at 25°C/5rpm. The concentration of the refractory metal in the paste 
was 79 ' 5 /o by t we| 9 ht The P aste ( B ) was printed on one surface of the aluminum nitride molded product (I) bv 
screen printing to form a whole surface solid pattern, whereby an electrically conductive paste layer was formed on 
one surface of the aluminum nitride molded product (I). After drying, the thickness of the electrically conductive layer 
was measured by a depth indicator, and as a result, the thickness was 20 urn 

[0113] Another aluminum nitride green sheet (II) cut into 65x65mm was punched by a punching metal mold having 
a diameter of 0.28 mm maintaining a pitch of 1 .5 mm in order to form through holes arranged in a number of 40 x 40 

motdeSS fn With PaSte (A) bV the P ressuri2ed P^etration method to prepare an aluminum nitride 

molded product (II). The filling pressure was 650 psi, and the filling time was 1 80 seconds 

[011 4] Then the aluminum nitride molded product (II) was laminated on the electrically conductive paste layer side 

lTZn°r ! nitride m ° lded Pr ° dUCt ThS laminatin 9 P ressure was 80 k 9 f/cm2 . the '""Mating temperature 

was 80°C, and the laminating time was 15 minutes. H<=>mu. e 

thl 151 t ^ res " ltin 9 aluminum nitn 'de molded product laminate (i) having via hole-forming through holes filled with 
the paste (A) and ins.de an electrically conductive paste layer was dewaxed under heating at 900°C for 2 hours with 
passing a dry nitrogen gas at a rate of 30 l/min. The temperature was elevated at a rate of 2.5°C/min. A test sample 
having been dewaxed under heating at the same time was examined on the carbon residue, and as a result the carbon 

«n"r f PPm ' AftSr deWaXin9 ' thS d6WaX6d laminate was P |aced in an a,uminum nit "de container, heated at 
1580 C for 6 hours in a nitrogen atmosphere (first step firing) and then heated at 1870°C for 10 hours in a nitroqen 
atmosphere (second step firing). Thus, an aluminum nitride substrate having a thickness of 1.2 mm and a structure 
shown in the sectional view of Fig. 1 was prepared. 

Tables Vari ° US Pr ° PertieS ° f the aluminum nitride substrate obtained were measured. The results are set forth in 

Examples 2 and 3, Comparative Examples 1 and 2 

Lf!hILc A rfAr i , n T nit ,? de SU J bstratewas P re P ared in the same manner asin Example 1 , except that the composition 
o the paste (A) (electncally conductive paste for forming via hole) was changed as shown in Table 2. Various properties 
of the aluminum nitride substrate were measured. The results are set forth in Table 3. 

30 Examples 4 and 5, Comparative Example 3 

of 1 th?n«^ SHUT nit U de SUbstrate was pre P ared in the same ma ™er ^ in Example 1 . exceptthatthe composition 
t ™ * V • (electncally conductlva Paste for forming internal electrically conductive layer) was changed as shown 
^ in Table 2. Vanous properties of the aluminum nitride substrate were measured. The results are set forth in Table 3. 

Example 6 

521? f J5 e h« Umi T nitridS m °! ded Pr ° dUCt ' aminate (i) Prepared in Exam P ,e 1 was dewa ^d under heating at 
40 2 5»C/m°n At. J W,thpaSSm9 « ' dry J***" 1 9 as at a rate ° f « The temperature was elevated at a rate of 
Jh « I 1 9 1 9 b6Sn d6WaXed Under heatin9 at the same time was examined on the carbon residue 
m-nli t^?' ? a \ ?.° n rSSidUe W3S 900 Ppm - After dewa xing, the dewaxed laminate was sintered in the same 
manner as in Example 1 to prepare an aluminum nitride substrate. Various properties of the aluminum nitride substrate 
were measured. The results are set forth in Table 3. 

45 Example 7 

QoU? f JS e h alUrni T n ' tride m °i ded Pr ° dUCt ' aminate (0 Prepared Example 1 was dewaxed under neati "9 at 
S «r/ \ . ? W,th ,P ass,n 9 a dry nitro 9 en 9as at a rate of 20 l/min. The temperature was elevated at a rate of 
2.5 C/m.n. A test sample having been dewaxed under heating at the same time was examined on the carbon residue 
and as a resuft, the carbon residue was 2800 ppm. After dewaxing, the dewaxed laminate was sintered in the same 
manner as in Example 1 to prepare an aluminum nitride substrate. Various properties of the aluminum nitride substrate 
were measured. The results are set forth in Table 3. 



so 



55 



Comparative Example 4 

SSJ? f J£ e ho! Um 'T nitride m ° ,ded Pr ° dUCt ' aminate (i) Prepared in Exam P' e 1 was ^waxed under heating at 
of TJrZ T J 5388 '"? a m0istened n y dr °9 en 9as at a rate of 10 l/min. The temperature was elevated at a 
rate of 2.5 C/m.n. A test sample having been dewaxed under heating at the same time was examined on the carbon 
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r sidue, and as a result, the carbon residue was 600 ppm. After dewaxing, the dewaxed laminate was sintered in the 
same manner as in Example 1 to prepare an aluminum nitride substrate. Various properties of the aluminum nitride 
substrate were measured. The results are set forth in Table 3. 



5 Comparative Example 5 

[0122] The aluminum nitride molded product laminate (i) prepared in Example 1 was dewaxed under heating at 
900°C for 2 hours with passing a dry nitrogen gas at a rate of 15 l/min. The temperature was elevated at a rate of 
2.5°C/min. A test sample having been dewaxed under heating at the same time was examined on the carbon residue, 
10 and as a result, the carbon residue was 3500 ppm. After dewaxing, the dewaxed laminate was sintered in the same 
manner as in Example 1 to prepare an aluminum nitride substrate. Various properties of the aluminum nitride substrate 
were measured. The results are set forth in Table 3. 
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Examples 8-11, Comparative Examples 6-9 

[0123] An aluminum nitride substrate was prepared in the same manner as in Example 1, except that the firing 
conditions of the aluminum nitride molded product laminate (i) were changed as shown in Table 4. Various properties 
of the aluminum nitride substrate were measured. The results are set forth in Table 5. 



Example 12 

[0124] The aluminum nitride green sheet prepared in Example 1 was cut into a size of 65 x 65 mm. The aluminum 
nitride green sheet was laminated on an electrically conductive paste layer side surface of an aluminum nitride molded 
product (I) prepared in the same manner as in Example 1. The laminating pressure was 80 kgf/cm 2 , the laminating 
temperature was 75°C, and the laminating time was 15 minutes. 

[0125] The resulting aluminum nitride molded product laminate (ii) was dewaxed under heating under the same 
conditions as in Example 1 . A test sample having been dewaxed at the same time was examined on the carbon residue, 
and as a result, the carbon residue was 2030 ppm. After dewaxing : the dewaxed laminate was placed in an aluminum 
nitride container and sintered under the same conditions as in Example 1 . 

[0126] The resulting aluminum nitride substrate having a structure shown in the sectional view of Fig. 2 was measured 
on various properties. The results are set forth in Table 5. 



20 Example 13 

[0127] On one surface of the aluminum nitride molded product laminate (i) having been prepared in Example 1 and 
having via hole-forming holes filled with the paste (A) and inside an electrically conductive paste layer, the paste (B) 
was printed by screen printing to form a whole surface solid pattern. The printed film thickness was 1 8 ^m. 

25 [0128] Separately, another aluminum nitride green sheet cut into 65x65mm was punched by a punching metal mold 
having a diameter of 0.28 mm maintaining a pitch of 1 .0 mm in order to form through holes arranged in a number of 
60 x 60. The through holes were filled with the paste (A) by the pressurized penetration method to prepare an aluminum 
nitride molded product (III). The filling pressure was 55 psi, and the filling time was 150 seconds. 
[0129] Then, the aluminum nitride molded product (ill) was laminated on the electrically conductive paste layer side 

30 surface of the aluminum nitride molded product laminate (i). The laminating pressure was 85 kgf/cm 2 , the laminating 
temperature was 70°C, and the laminating time was 15 minutes. 

[0130] Thus, an aluminum nitride molded product laminate (iii) having inside two electrically conductive paste layers 
was prepared. The aluminum nitride molded product laminate (iii) was dewaxed under heating under the same condi- 
tions as in Example 1. A test sample having been dewaxed under heating at the same time was examined on the 
35 carbon residue, and as a result, the carbon residue was 2890 ppm. After dewaxing, the dewaxed laminate was placed 
in an aluminum nitride container and sintered under the same conditions as in Example 1 . Thus, an aluminum nitride 
substrate having a thickness of 1 .5 mm and a structure shown in the sectional view of Fig. 3 was prepared. 
[0131] Various properties of the aluminum nitride substrate obtained were measured. The results are set forth in 
Table 5. 

40 

Example 14 

[0132] An aluminum nitride substrate having a structure shown in the sectional view of Fig. 4 was prepared in the 
same manner as in Example 1 , except that the whole surface solid pattern formed on one surface of the aluminum 
45 nitride molded product (I) by screen printing of the paste (B) was changed to a circuit pattern, and the number and the 
positions of the through holes to be formed in the aluminum nitride molded product (II) were changed to those corre- 
sponding to the above circuit pattern. 

[0133] Various properties of the aluminum nitride substrate obtained were measured. The results are set forth in 
Table 5. 

so [0134] Then, the aluminum nitride substrate was polished like a mirror surface so that the surface coarseness Ra 
became 0.02 ^im, and then the substrate was slit from the upper surface of the substrate to the depth of 0.15 mm under 
the conditions of a width of 1.2 mm and a pitch of 4.2 mm to give a shape having a convex section. The resulting 
substrate was then cut into a chip having a width of 2.0 mm and a length of 4.0 mm. 

[01 35] Thus, there was prepared such a substrate of convex shape as shown in the perspective view of Fig. 5 wherein 
55 the internal electrically conductive layer was formed as a circuit pattern having an average line width of 0.1 mm and a 
minimum line width of 0.080 mm, the proportion of the internal electrically conductive layer to the horizontal section of 
the substrate was 68 %, and six via holes penetrating from the upper surface of the convex portion from the lower 
surface of the base portion were formed. 
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Table 5 
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Examples 15-21, Comparative Examples 10-14 



10 



15 



20 



[01 36] An electrically conductive pattern was formed on each surface of the substrate obtained in each of Examples 
1 to 7 and Comparative Examples 1 to 5 in the following manner to obtain a metallized substrate. 
[0137] In the first place, the surface of the substrate was ground by the use of diamond abrasive grains until the 
substrate thickness became 1 .2 mm and the sintering product had a mirror surface. For the grinding, the side end of 
the internal electrically conductive layer was exposed outside on the side surface of the substrate, and the grinding 
was carried out so that the distance between the side end of the internal electrically conductive layer and the substrate 
surface became 0.2 mm. The centerline average coarseness (Ra) on the surface of the resulting substrate was meas- 
ured by a Surfcom 550A manufactured by Tokyo Seimitsu K.K., and as a result, Ra was 0.02 \im. 
[0138] The thus treated substrate was subjected to ultrasonic cleaning in methylene chloride, then dried in vapor of 
methylene chloride and subjected to sputtering to form metallic thin films (first layer/second layer/third layer = Ti: 0.1 
ujTi/Pt: 0.2 u.m/Au: 0.5 n.m) all over the front and back surfaces of the substrate. After formation of the metallic thin 
films, the metallic thin films on the front and the back surfaces were subjected to dry etching to form electrically con- 
ductive patterns. 

[0139] In the next place, a Ta-N thin film having a thickness of 0.1 u.m was formed all over the front surface of the 
substrate including the electrically conductive pattern by a reactive sputtering method. The Ta-N thin film was analyzed 
by a fully automatic X-ray diffraction apparatus manufactured by Nippon Philips K.K., and as a result, a diffraction peak 
of a Ta 2 N phase was observed. After the formation of the Ta-N thin film, an unnecessary portion of the Ta-N thin film 
was removed by a wet etching method to form a resistor thin film pattern. After the formation of the resistor thin film 
layer, the substrate was heated in the open air at 360°C for 4 hours to perform a resistance stabilizing treatment. 
[0140] The resulting metallized substrate was cut into a chip by a dicing machine to obtain a metallized substrate. 
[0141] Various properties of the metallized substrate obtained were measured. The results are set forth in Table 6. 
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Table 6 



Substrate 


Appearance of metallized substrate 
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and via hole (m£2) 
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Claims 

sQ 1 . A substrate formed from an aluminum nitride sintering product having an internal electrically conductive layer, at 
least one electrically conductive via hole formed between the internal electrically conductive layer and at least one 
surface of the substrate, wherein: 



55 



the thermal conductivity of the aluminum nitride sintering product at 25°C is 190 W/mK or more, and the 
adhesion strength between the aluminum nitride sintering product and the internal electrically conductive layer 
is 5.0 kg/mm 2 or more. 



Th substrate as claimed in claim 1 , wherein the adhesion strength between the aluminum nitride sintering product 
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and the electrically conductive via hole is 5.0 kg/mm 2 or more. 

The substrate as claimed in claim 1 or 2, wherein the electrically conductive via hole comprises a sintering product 
of an electrically conductive paste having a refractory metal concentration of 85 to 95 % by weight, and the internal 
electrically conductive layer comprises a sintering product of an electrically conductive paste having a refractory 
metal concentration of 65 to 83 % by weight. 

A metallized substrate having an electrically conductive pattern formed on at least one surface of both surfaces 
of the substrate of any one of claims 1 to 3, wherein at least a part of the electrically conductive pattern is electrically 
connected to the electrically conductive via hole. 

A process for producing a substrate, comprising: 

forming at least one via hole-forming through hole in a first aluminum nitride molded product comprising an 
aluminum nitride powder, a sintering aid and an organic binder, 

filling the through hole with an electrically conductive paste (A) comprising 1 00 parts by weight of a refractory 
metal powder and 2 to 10 parts by weight of an aluminum nitride powder, 

coating the surface of the first aluminum nitride molded product with an electrically conductive paste (B) com- 
prising 100 parts by weight of a refractory metal powder and 2 to 20 parts by weight of an aluminum nitride 
powder to form an electrically conductive paste layer, 

laminating a second aluminum nitride molded product comprising an aluminum nitride powder, a sintering aid 
and an organic binder on the first aluminum nitride molded product through the layer of the electrically con- 
ductive paste (B), and 

dewaxing the resulting aluminum nitride molded product laminate so that the carbon residue becomes 800 to 
3000 ppm, then firing the laminate at a temperature of 1200 to 1700°C and further firing the laminate at a 
temperature of 1 800 to 1 950°C. 

The process for producing a substrate as claimed in claim 5, wherein the concentration of the refractory metal in 
the electrically conductive paste (A) with which the via hole-forming through hole of the first aluminum nitride 
molded product is to be filled is in the range of 85 to 95 % by weight, and the concentration of the refractory metal 
in the electrically conductive paste (B) with which the surface of the first aluminum nitride molded product is to be 
coated is in the range of 65 to 83 % by weight. 

The process for producing a substrate as claimed in claim 6, wherein the viscosity of the electrically conductive 
paste (A) with which the via hole-forming through hole of the first aluminum nitride molded product is to be filled 
is in the range of 100 to 30000 poise at 25°C/5rpm, and the viscosity of the electrically conductive paste (B) with 
which the surface of the first aluminum nitride molded product is to be coated is in the range of 800 to 1200 poise 
at25°C/5rpm. 

A substrate formed from an aluminum nitride sintering product obtainable by the process of any one of claims 5 
to 7, having an internal electrically conductive layer, having at least one electrically conductive via hole formed 
between the internal electrically conductive layer and at least one surface of the substrate, wherein: 

the thermal conductivity of the aluminum nitride sintering product at 25°C is 190 W/mK or more, and the 
adhesion strength between the aluminum nitride sintering product and the internal electrically conductive layer 
is 5.0 kg/mm 2 or more. 
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Fig. 5 
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